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General Considerations
Reagents were purchased at commercial quality and used without further purification, unless otherwise stated. NMR spectra were recorded using CDCl 3 as solvent. Chemical shifts are given in ppm relative to the residual peak of CDCl 3 ( 1 H NMR 7.26, 13 C NMR 77.16) with multiplicity (br = broad, s = singlet, d = doublet, t = triplet, q = quartet, m = multiples, app = apparent), integration and coupling constants (Hz). For Boron containing compounds, the carbon attached to boron is generally not observed in 13 C NMR spectra due to quadrupolar relaxation. The reactions were run without precautions to avoid air or moisture.
2.
B NMR experiment
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To a solution of arylamine (0.5 mmol, 1.0equiv) in methanol (1.0 mL) was added hydrochloric acid (0.5mL, 1.5mmol, 3.0 equiv)followed by water (0.5ml). This mixture was stirred 2 min, The NaNO 2 solution (0.25 mL) was then added, The NaNO 2 solution was prepared by dissolving 35 mg of NaNO 2 in water (0.25ml). This mixture was stirred 30 min at 0 5 ºC followed by bis (pinacolato) diboron to (381 mg, 1.5 mmol, 3.0 equiv) in methanol (1.0 mL). This mixture was stirred 60 min. The crude mixture was extracted with CDCl 3 (0.5ml) and was detected directly by 11 B NMR. As shown in Figure S1 , 2b and bis (pinacolato) diboron have the same chemical shift at 128.5, 116.9, 110.5, 83.6, 55.8, 55.7, 24.8 135. 6, 133.2, 131.6, 128.4, 128.3; 126.3, 125.4, 124.9, 83.7, 24.9 
(Ethoxycarbonyl)phenylboronic acid (3i).
